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ABSTRACT 


Four PA6/graphite (G) composites systems were made. Two in situ polymerisation equivalent in 
mixing strain and two melt extrusion of equivalent processing strain. The effective modulus of the 
carbons, room temperature storage modulus and storage modulus at 80 °C were evaluated using 
Dynamic Mechanical and thermal Analysis (DMTA). Melt processing, was employed to make 
PA6/carbon composite systems over a range of loadings of Graphite (G) and Graphite Nano 
Platelets (GNP) fillers. Melt extrusion was carried out using 100/6 processing condition, which 
indicates an extrusion screw rotation frequency of 100 rpm applied for 6 minutes (min) and 200/3 
processing conditions, of 200 rpm for 3 min. For in situ polymerised systems G and GNP 
dispersion was made using two similar conditions designated as 40/10 and 20/20. Here, 40/10 
indicates that sonication amplitude of 40% was applied for 10 min, whereas in the 20/20 
conditions, amplitude of 20% was applied for 20 min. For in situ Nano P INP 40/10 systems weak 
interaction between PA6 and GNP is indicated by the very low modulus enhancement above glass 
transition temperature (Tj). The modulus behaviour shows that the reinforcement provided by GNP 
is not significant relative to unfilled PA6, despite the low loading levels. A similar, but less 
pronounced, behaviour is observed for INP 20/20 system. Effective modulus for the in situ 
polymerised systems INP 40/10, was 4.8 GPa. Due to the low loading level of GNP used and the 
better reaction rates, an extrapolated modulus of 22.4 GPa is obtained in the INP 20/20 system. 
For G200/3 and G100/6 the trend of increasing modulus with GNP loading is not followed exactly. 
On all levels of loading, the relative modulus values of the INP 20/20 system are higher than those 
of the 40/10 system, a reflection of retention or improvement in the aspect ratio of the GNP due to 
less intensive sonication. 
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1.0. Introduction 


Carbon can be used in different forms. Carbon Fibres, micro-particulates and nano-particulates are the 
common forms of carbon. To improve existing properties of carbon or develop an entire new 
properties, different processing techniques; melt, solution or in situ polymerisation can be applied 
(Keledi et al., 2012; Sengupta et al., 2011; Supova et al., 2011). The size-scale and structure of a 
particulate carbon are very important as these control the inherent properties. The dimensionality of 
the particulate carbon determines the structure in addition to whether it is pristine or modified. 
Different dimensional (1, 2 or 3) structures of Particulate carbon fillers create room for wide range of 
alternatives for making carbon composites. Particulate carbons thus, provide a variety of carbon fillers 
suitable for polymer composites and whose basic building block is the graphene sheet. 


The selection of an appropriate processing technique to make particulate carbon composites using 
well dispersed or percolated carbon filler will lead to desired properties. Properties such as light, 
weight and toughness may be maintained in addition to the good mechanical and electrical 
conductivity. The processing techniques determines the state of the filler in the composite following 
compounding; including dispersion - how well the filler is reduced down to its primary particles and 
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distribution - the distance between neighbouring filler particles within the composite and how well the 
positions of the particles are randomised. Poor compounding frequently lead to agglomeration of filler 
displaying lower aspect ratio and surface area to volume ratio. 


Graphite (G), whether synthetic or natural, 1s mostly polycrystalline or granular. Due to anisotropy 
(Howe, 1952) properties graphite exhibits metallic and non-metallic properties concurrently (Wissler, 
2006). Howe 1952, described G as highly polycrystalline and anisotropic due to the difference 
between covalently bonded in-plane carbon networks and out-of-plane weak van der Waals forces 
(Sengupta et al., 2011). This makes it possible for small molecules to intercalate into the G galleries 
(Celzard et al., 2005) and also results in G being non-conductive out-of-plane since the layers in the 
stack are held only by weak van der Waals forces (Howe, 1952). The in-plane properties of G makes 
it stronger than diamond (Sengupta et al., 2011), semi-conductive, as well as thermally and 
electrically conductive. 


This is why G is used for making polymer composites that are electrically (Clingerman 2001; 
Clingerman et al., 2002) and thermally (Weber et al., 2003; Miller et al., 2006) conductive. In 
contrast, the weak attraction out-of-plane has produced wide application for G as a solid lubricant. 
Therefore, polymer/G composites are specifically used in abrasion related applications regarding wear 
(Kang et al., 2003), tribology (Horsky et al., 2001) and in evaluating performance of nanosized 
particulate carbons in polymer composites where G mainly serves as a control (Ramanathan et al., 
2007; Debelak and Lafd, 2007). Despite the low cost of G, its limited use in advanced polymer 
composites perhaps has to do with its high density, 2.26g/cm’ (Sengupta ef al., 2011) and very low 
aspect ratio (1.68-1.7) (Heiser et al., 2004) which may necessitate the use of higher loadings. 


In the graphene family, graphite nano platelets (GNP) is widely employed because of its 2D structure, 
reasonably high aspect ratio (about 1500 (Kalaitzidou et al., 2007; Fukushima et al., 2006), high 
surface area (theoretically between 2630-2965m7/g (Viculis ef al., 2005) and chain segment 
constraining ability. Due to this, GNP have the potential to improve or induce multiple functions in 
polymers, such as a combination of improved barrier, mechanical, thermal and electrical functions, 
whilst at the same time retaining light weight and transparency (Li et al., 2011). However, the transfer 
of these properties to the matrix depends strongly on dispersion level, interaction and maintaining the 
size and shape of the GNP after processing (Sadasivuni et al., 2014). It 1s also possible to improve the 
aspect ratio of GNP by further exfoliation using techniques such as intercalation followed by 
polymerisation, oxidation, heat treatments and sonication. This will make GNP production cost 
effective compared to other nanocarbon fillers (Li et al., 2011). 


Two graphitic platelet-structured carbon fillers were used in this research, graphite (G) an example of 
micro-scale filler, and graphite nanoplatelets, (GNP) comparative nano-scale filler. The size scale of 
the fillers is considered in fixing the level of loading with that of the GNP-based nanocomposites 
being an order of magnitude lower than that of the G-based microcomposites. This is considered to be 
a better basis for comparison against the traditional (Ramanathan eft al., 2007) same-weight 
comparison. The same weight comparison disregards the scale of interaction occurring in these 
diverse systems due to the significant disparity in surface area and aspect ratio between the two fillers. 
The disparity has significant implications for polymer/filler interactions and the property changes 
expected relative to the unfilled polymer matrix. The class of polymer matrix available to be selected 
from include the thermosets, elastomers or thermoplastics (amorphous or semi-crystalline) but this 
study is concerned with polyamide-6 (PA6)/particulate carbon composites. The semi-crystalline 
nature of PA6 and its strong intermolecular hydrogen bonding confers on it properties which suits 
applications such fibre, film and injection mouldings for engineering applications. In addition, its 
formation via ring-opening polymerisation provides the opportunity for processes such as casting, 
reaction injection moulding and vacuum-infusion of continuous fibre composites (all of which 
provide opportunity to construct complex shapes directly) (Van-Riswiyk et al., 2006). 


Melt processing, which still maintains a lead in the commercial production of polymeric composites 
(Hussain et al., 2006), was employed using a twin-screw extruder, TSE, (Thermo-Haake Minilab) to 
make PA6/carbon composite systems over a range of loadings. Melt extrusion was carried out using 
100/6 processing condition, which indicates an extrusion screw rotation frequency of 100 rpm applied 
for 6 minutes (min) and 200/3 processing conditions, of 200 rpm for 3 min. For in situ polymerised 
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systems G and GNP dispersion was made using two similar conditions designated as 40/10 and 20/20. 
Here, 40/10 indicates that sonication amplitude of 40% was applied for 10 min, whereas in the 20/20 
conditions, amplitude of 20% was applied for 20 min. Comparing the acquired properties between 
melt extruded and in situ polymerised polymer/filler composites is not new (Tung et al., 2005), but 
here the comparisons are more extensive. 


2.0. Methodology 


2.1. Materials 


Pristine commercial grade PA6 was donated by Akulun Germany. The monomer Epsilon Caprolactam 
(CgH,,NO, coded as EC) was purchased from Sigma-Aldrich, with purity level of 99% and a 
molecular weight of 113.16. Pristine PA6 and EC were vacuum dried overnight at 50°C before usage 
which adequately removed moisture. Methyl Magnesium Bromide (coded as MMB, molecular weight 
119.26,) is a Grignard catalyst precursor which forms the catalyst, (Caprolactam Magnesium Bromide 
(CMB)) in situ, was purchased Fisher Scientific as a 100ml bottle containing a 3.0M solution of 
MMB in diethyl ether. Activator or co-catalyst, is a mono-functional Nacetylcaprolactam (CgH;3NO;, 
coded as NAC), supplied by Sigma-Aldrich with purity of 99% and molecular weight of 155.19. 
Graphite Filler: Synthetic graphite, (coded as G) is <2um in particle size was supplied by Sigma- 
Aldrich. Graphite Nano-Platelets: GNP-15, (coded as GNP) with surface area 107+7m*/ g, diameter of 
15um, aspect ratio of 1500 and density of 2g/cm’ was bought from XG-Sciences, UK. Prior to use G 
and GNP were kept overnight in an oven at 160°C. 


2.2. Method 


Details of experimental procedure for making the composites can be found elsewhere (Umar et al., 
2020). Since storage modulus is obtained using Dynamic Mechanical and thermal Analysis (DMTA). 
DMTA is used to investigate the viscoelastic behaviour of polymers and composites by subjecting the 
test specimens to a dynamic sinusoidal stress or strain within a temperature range, a time frame or a 
frequency range. Melt processing, was employed to make PA6/carbon composite systems over a 
range of loadings of G and GNP fillers. Melt extrusion was carried out using 100/6 processing 
condition, which indicates an extrusion screw rotation frequency of 100 rpm applied for 6 minutes 
(min) and 200/3 processing conditions, of 200 rpm for 3 min. For in situ polymerised systems G and 
GNP dispersion was made using two similar conditions designated as 40/10 and 20/20. Here, 40/10 
indicates that sonication amplitude of 40% was applied for 10 min, whereas in the 20/20 conditions, 
amplitude of 20% was applied for 20 min. A TA Instruments Q800 dynamic mechanical analyser was 
used to determine the thermo-mechanical responses. Specimens (approximately 5.00 x 1.55 x 
17.50mm) were cut from within the gauge length of injection moulded dog-bones made using Haake 
Minilab injection moulding machine. At least 3 specimens were tested for each material. The 
specimens were tested using single cantilever mode and applying a Poisson’s ratio of 0.35 for PA6 
and its composites. The tests were carried out using a temperature ramp/frequency sweep in multi- 
frequency- strain operation mode, at a strain rate of 0.2%, and a temperature ramp of 3° C/min within 
the region of 0-200°C. Five carbon loadings were made at equivalent incremental steps. For the micro 
composites, a G loading of 5-25 Wt.% was used and for GNP composites, 0.5-2.5 Wt.% were used. 


3.0. Results and Discussion 


3.1. Storage modulus of the INP 40/10 and INP 20/20 systems 


Weak interaction between PA6 and GNP is indicated by the very low modulus enhancement above 7, 
as can be seen in Figure 1A and 1B and from Table 1 (modulus at 80°C). Although it is understood 
that the matrix-filler interaction is weak this may be compensated to some extent by the large surface 
area available with GNP-I5 (Keledi et al., 2012), the wetting EC provides on GNP and any 
intercalation of EC between the carbon sheets (as established for EG (Pan et al., 2000). However, the 
modulus behaviour in Figure 1A shows that the reinforcement provided by GNP is not significant 
relative to unfilled PA6, although the loading levels are low. A similar, but less pronounced, 
behaviour is shown in Figure 1B. 
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Figure 1: Storage modulus (E’) versus temperature data for (A) INP 40/10 system where 40% 


indicates amplitude of sonication for 10 min and (B) for INP 20/20 system where 20% indicates the 
amplitude of sonication for 20 min. (INPs 40/10 Clabelled-1) and INPs 20/20 (labelled-2) systems) 


From Table 1, there appears to be slightly higher storage modulus reinforcement with the INP 20/20 
system, probably due to better retention of the aspect ratio of the GNP. Attaining only low levels of 
modulus reinforcement with GNP loading has occurred with other systems, using epoxy and HDPE 
matrices (Pan et al., 2000; King et al., 2013) with the loading level used exceeding that of the present 
study. The fluctuation in E25 is attributed to effect of the diluents left after polymerisation especially 
in INP 40/10 system. This leads to a very poor effective modulus of GNP in INP 40/10 system of 
4.8GPa after excluding the lowest modulus data of 1.9GPa corresponding to 2.0 GNP wt. % loading. 
However, due to the low loading level of GNP used in the present work and the better reaction rates in 
the INP 20/20 system, an extrapolated modulus of 22.4GPa is obtained. This value is higher by an 
order of magnitude relative to the 7.5GPa and 8.8GPa estimated for the IG 40/10 and IG 20/20 
systems, respectively. The highest filler effective modulus for GNP occurs with the 20/20 processing 
regime. This may still reflect the influence of the aspect ratio of the smaller GNP particles since mild 
sonication with 20% amplitude for 20 min. may fragment the GNP particles such that its high aspect 
ratio is maintained. Direct horn sonication (Penu et al., 2010) (as used in present work) for only 10s 
was reported as sufficient to disperse CNT in molten EC and lowering in the rate of reaction was 
dependent both on exposure time and sonication amplitude. Some studies (Kalaitzidou et al., 2007; 
Fukushima et al., 2006) ascribe better mechanical property enhancement to smaller GNP fillers. 
However, in these synthesis systems, maintaining higher aspect ratio is expected to be a plus for 
mechanical property gains; whereas extrusion may cause folding, buckling and rolling of GNP-15 
while GNP-5 maintains its lateral structure. Although higher aspect ratio is meant to be an advantage 
in terms of reinforcement, GNP-15 has been shown to be more flexible and easier to fold 
(Vadukumpully et al., 2011) which leads to loss of the original aspect ratio, shape and probably 
dimensionality. This event is more likely to occur in melt mixing processing. Extending similar 
extrapolation to the work by Ramanathan eft al. (2007) on PMMA/GNP, where high modulus 
enhancements were obtained alongside increased Tg, the effective modulus of GNP is 42.9GPa 
almost double what obtains here, (22.4GPa). The work of Vadukumpully et al. (2011) gave effective 
modulus of GNP of 65.8GPa which almost triples the best obtained in the present study in the INP 
20/20 system. Notwithstanding, these results shows that the potential for impressive modulus 
improvements of PA6/GNP nanocomposites can be improved by tackling issues of dispersion, 
uncontrolled fragmentation (in the case of in situ polymerisation) and balancing up with optimised 
amounts of catalysing species to maintain high monomer conversion. Besides in the mentioned 
studies (Ramanathan et al., 2007; Vadukumpully et al., 2011) solution blending which ensures better 
retention of filler morphology was used. Additionally, Vadukumpully et al. (2011) modified the 
particle/polymer interaction to an organic/organic type which informs the greater interaction 
observed. 
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Table 1: DMTA data for composites in the INP 40/10 (labelled-1) and INP 20/20 (labelled-2) systems 


GNP in situ polymerised 


PA6s 
.SNPs-1 
.ONPs-1 
.SNPs-1 
.ONPs-1 
-SNPs-1 
.SNPs-2 
.ONPs-2 
.5 NPs-2 
.ONPs-2 
.SNPs-2 


p2244179 44039 9.3L 
p3554393 46x16 50.040.9 
p160+47__— 65429 2.8416 
p354t194 538435 3.8413 


IE’ at 25° C MPa [E’ at 80°C MPa » C (DMTA) 


p3iii48 9sa51 58.2208 
pso8ti13 643436 4.30.2 
pag7is7 50836 6.518 
p784ss4 1310628413 


2305+18 543417 51.8+1.6 
2348+185 499+46 60.2+0.3 
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3.2. Storage modulus of the NP 200/3 and NP100/6 systems 


Modulus versus temperature data for the GNP based melt processed system is shown in Figure 2A 
and B while the derived data are presented in Table 2. Compared to the synthesized systems (Section 
3.1), it can be seen that the trend of increasing modulus with GNP loading is not followed exactly 
though there is some resemblance. The major difference between the two systems is the grouping of 


T, in A and its broad division into two groups in B, which was discussed previously in Section 3.1. 
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Table 2: DMTA derived data for composites in NP 200/3 (labelled 1) and NP100/6 (labelled 2) 
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3.3. Room temperature storage moduli (E25) of the INP 40/10 and INP 20/20 systems 


The INP 40/10 system shows no significant changes in E25 for the nanocomposites relative to unfilled 
PA6 as shown in Figure 3A. However, it is observed, that 1.SNP-1 nanocomposite has the highest T, 
and E25, which relate to their higher reaction rate that raises the number of reaction activation sites 
(Van-Rijswijk et al., 2006) and eventually leads to increased crystallinity and modulus. E25 drops at 
2.0 NP wt. % loading and rises again at 2.5GNP wt. % loading in both the INP 40/10 and INP 20/20 
systems. This reflects the dynamics of mixing (stirring and dispersion by sonication) imparted on the 
GNP particles as its loading level increases in molten EC. The efficiency of dispersion by sonication 
is not independent of loading (Hielscher, 2005) and the extent of particle deagglomeration, dispersion 
and fragmentation attained depends on the mixing dynamics. Therefore, the mechanical properties of 
nanocomposites reflect the dispersed state and the interfacial contact (Gao et al., 2006) with the 
polymer. In addition, processing using in situ polymerisation without washing to remove remnants of 
catalysing species or unconverted EC means that plasticization cannot be entirely ruled out. 


The INP 20/20 system shows higher E25 values relative to the INP 40/10 system due to better wetting 
of GNP by EC and retention of the GNP aspect ratio. When composites of parallel loading are 
compared (Table 1), a semblance of a pattern is seen with nanocomposites in the INP 40/10 system 
reflecting the stepping-up of the mole % of catalysing species, thus preventing the fall in rate of 
reaction. It is possible to improve the physical properties of PA6 by changing the catalysing specie 
concentrations (Tiiziin, 2008). However, the effective modulus of GNP filler in INP 20/20 system 
estimate as 22.4GPa and that of INP 40/10 system being only 4.8GPa probably indicates poor GNP 
morphology and aspect ratio of the GNP (due to the sonication condition applied). The effective GNP 
modulus value of 22.4GPa for INP 20/20 is in the same order of magnitude with that of GO (32GPa) 
and GNP (42GPa) measured in the tensile mode (Dikin et al., 2007) However, the effective modulus 
of GNP in INP 20/20 system is much lower than the theoretical value of 1TPa reported for pristine 
graphene (Geim and Novoselov, 2007). The value is, notwithstanding, higher than the values 
estimated for G in all the G based systems. 
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Figure 3: Room temperature storage modulus in (A) INP 40/10 and (B) INP 20/20 systems. INP 
40/10 indicates 40% amplitude of sonication for 10 min and INP 20/20 indicates 20% amplitude for 
10 min 


3.4. Room temperature storage moduli (E25) of the INP 200/3 and INP 100/6 systems 


Figure 4 presents the E25 of the PA6/GNP melt extruded systems. Unlike in the synthesized system, 
in both systems the standard deviation bars from 2.0NP wt. % loading do not overlap with the two 
unfilled PA6 matrices. In Figure 4A for INP 200/3 system, with the exception of 0.5 GNP wt. % 
loading, all other loadings show higher average modulus compared to unfilled PA6. This probably 
indicates that the rigour associated with the 200/3 processing regime causes GNP to fragment as 
suggested by (Fukushima et al., 2006). A response which coincides somewhat with the expected 
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reinforcing effect of GNP is depicted in Figure 4B for the INP 100/6 system. This puts into context 
the effect of processing with these two melt extrusion regimes of the same magnitude in strain history. 
Literature has shown the capability of GNP as a heterogeneous improver of matrix properties as 
reviewed in these works (Ramanathan et al., 2007; Wang et al., 2010; Vadukumpully et al., 2011; 
Kim et al., 2010). Here the effective moduli of GNP obtained are 13.8GPa in NP 200/3 system and 
17.3GPa in NP 100/6 system. A difference of 3.5GPa reflecting the superiority in maintaining the 
aspect ratio of GNP in NP 100/6 the processing regime where a lesser GNP crumbling rigour is 
applied. These two GNP effective moduli values fall below that obtained in the INP 20/20 system, 
which is 22.4GPa. Thus, upholding superior interaction and dispersion ability of the GNP in the in 
situ polymerisation system with higher reaction rates and a lesser sonication power, which has a lesser 
fragmenting effect. The moduli values obtained in present study are normalised relative to their 
respective matrix and compared with those of polymer/GNP-15 nanocomposites from other studies 
(Ramanathan et al., 2007; Biswas et al., 2011) and is presented in Figure 5A and 5B. 
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Figure 4: Room temperature storage modulus for (A) NP 200/3 (screw speed of 200 rpm for 3 min) 
and (B) NP 100/6 (screw speed of 100 rpm for 6 min) systems 


In Figure 5A, the data for the INP 40/10 and INP 20/20 systems show that while modulus fluctuates 
with GNP loading in the former, in the latter the fluctuations are minimal. While the fluctuations may 
be ascribed to the reaction inhibiting effect of the GNP, which causes the ratio of catalysing species to 
be increased, it remains more likely to impact the INP 40/10 system because of the higher number of 
particle breakages imposed by harsh sonication conditions, which makes more surfaces available (Li 
et al., 2007). The end result points to an increase towards the tendency of carbon fillers to inhibit 
reaction (Horsky et al., 2001; Penu et al., 2010; Horsky et al., 2003; Horsky et al., 1999). On all 
levels of comparison, the relative modulus values of the INP 20/20 system are higher than those of the 
40/10 system, which reflects retention or even improvement in the aspect ratio of the GNP (due to less 
intensive sonication). Some E25 values from literature are higher than those of the present study, 
principally due to the difference in processing. With regards to Figure 5A, the work of Ramanathan et 
al, (2007) and Biswas et al. (2011) both used solution mixing which provides a good interfacial 
contact and retention of the GNP morphology. Ramanathan et al. (2007) showed that GNP, like other 
nano-carbon particulate fillers, can improve polymer mechanical properties at low loading fractions if 
good interfacial contact occurs. Biswas et al. (2011) using a liquid crystalline polymer (LCP) also 
found relatively higher E25 compared to an INP 20/20 system, although at 2.5 GNP wt. % loading. 
The authors ascribed the E25 enhancement to both good dispersion and to processing, using a doctor 
blade to distribute and align the GNP particles thereby leading to better reinforcement. Comparison 
with higher GNP loading is restricted since even the loading level of 2.5GNP wt. % was only 
achieved in the present study by increasing the mole % of the catalysing species. 


In Figure 5B, the melt extruded systems; (NP 200/3 and NP 100/6) are compared with the same 
system as in Figure 5A. Ramanathan et al. (2007) PMMA based system again excelled in relative 
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modulus improvement while comparatively both NP 200/3 and NP 100/6 systems are similar to 
Biswas et al. (2011) study. Increases in relative modulus values are common upon filling polymers 
with particulate carbons. Krupta et al. (2001) studied expanded graphite (EG) composites with HDPE 
and LDPE and obtained more than 5 fold modulus increase at 0.5 wt. % of EG. Chandrasekaran et al. 
(2013) showed the relative modulus of an epoxy/GNP composite increased to the highest modulus 
ratio of 1.16 at 0.5 wt. %. However, at 1 and 2 GNP wt. % loading, the modulus ratios were only 1.09, 
and 1.14, respectively. This behaviour was suggested to occur due to percolation of GNP at the lower 
(O.5SGNP wt. %) loading level, which also led to a reduced tan 6 peak value and indicated additional 
constraint relative to the higher loading levels. It was also observed that the modulus value 
corresponding to T, also dropped compared to other nanocomposites. 
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40% amplitude of sonication for 10 min and 20% amplitude for 10 min) and (B) G 200/3 and G 100/6 
(where G 200/3 indicates screw speed of 200 rpm for 3 min and G 100/6 screw speed of 100 rpm for 6 


min ), both of which are compared with storage moduli from literature (Ramanathan et al., 2007; 
Biswas et al., 2011) 


4.0. Conclusion 


PA6 fibres reinforced GNP nano-composites were successfully prepared by in situ polymerisation and 
melt extrusion methods. The storage moduli of the nano-composites were evaluated at 25°C (E25) 
and 80°C (E80). For INP 200/3 system, with the exception of 0.5 GNP wt. % loading, all other 
loadings show higher average modulus compared to unfilled PA6. An indication that the rigour 
associated with the 200/3 processing regime causes GNP to fragment. The effective moduli of GNP 
obtained are 13.8GPa in NP 200/3 system and 17.3GPa in NP 100/6 system. A difference of 3.5GPa 
reflecting the superiority in maintaining the aspect ratio of GNP in NP 100/6, the processing regime 
where a lesser GNP crumbling rigour is applied. These two GNP effective moduli fall below that 
obtained in the INP 20/20 system, which is 22.4GPa. Thus, upholding superior interaction and 
dispersion ability of the GNP in the in situ polymerisation system with higher reaction rates and a 
lesser sonication power, which has a lesser fragmenting effect. There was fluctuation in moduli with 
GNP loading for the INP 40/10 but minimal for INP 20/20 systems. While the fluctuations may be 
ascribed to the reaction inhibiting effect of the GNP, which causes the ratio of catalysing species to be 
increased, it is more likely to impact the INP 40/10 system because of the higher number of particle 
breakages imposed by harsh sonication conditions, which makes more surfaces available. On all 
levels of assessment, the relative modulus of the INP 20/20 system are higher than those of the 40/10 
system, a reflection of the retention or improvement in the aspect ratio of the GNP. 
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